General Remarks and Procedures

Starting Materials:
All the starting materials and solvents were purchased from Sigma-Aldrich commercial chemical suppliers and used without any further purification except chloroform and acetone which were respectively deacidified and dried over anhydrous K2CO3 prior to use.
Synthesis of Hünlich's base:
Hünlich's base was produced and purified according to an existing procedure 1 with minor modifications as described below:
2,4-diaminotoluene (36.6 g, 300 mmol, 2.05 eq.) was dissolved in an aqueous solution of sulfuric acid (5 %, 1000 ml). Then, formaldehyde (37 % in H2O, 10.9 ml, 11.9 g, 146 mmol, 1.00 eq.) was slowly added to the solution and stirred for 48 hours at room temperature in a sealed container kept away from light. After checking the completion of the reaction by TLC, ice (300 g) and ammonia (25 %, 300 ml) were added and the precipitated crude product was filtrated. The crude was dissolved in boiling methanol (200 ml) and gradually cooled down to -20°C. Filtration yielded Hünlich's base (14.2 g, 50.8 mmol, 34.7 %) as an off-white solid. Chemical Formula: C17H20N4, Molecular Weight: 280.38, Rf: 0.5 (MeOH/ DCM = 10% v/v) silica gel. 3335, 3236, 2986, 2887, 2844, 1620, 1573, 1498, 1441, 1183, 1085, 913, 870 S 3 2. Instrumentation: Reaction profiles were monitored by Thin Layer Chromatography (TLC) on silica gel plates and colourless spots were visualized by UV lamps of 254 and 365nm. Column chromatography was performed using 40-63 micron silica gel as the stationary phase and applied mobile phases are described by a retention factor Rf for each compound. Mass spectra were obtained from direct sample injections to a Shimadzo LCMS-2010EV or Agilent 6130LCMS both set on ElectroSpray Ionization (ESI) and using the described solvents combination for each compound. The organic elemental analysis was performed by using a Vario EL-Elementar or Perkin Elmer-2400 series II CHSNO elemental analysers. The NMR spectra were recorded by running Topspin 3.2 on Bruker AVANCE DRX400 or 600MHz NMR spectrometers at 298. Splitting patterns are abbreviated in the reports as follow: s for Singlet, d for doublet, t for triplet, q for quartet; b for broad, m for multiplet; and coupling constants J in Hertz rounded into one decimal and the integrals are calibrated to the expected value for the most recognizable peak. UV-Vis and IR spectra were recorded by serving Thermo Scientific Nicolet iS5/ATR10 and Varian Cary 1 spectrophotometers respectively. Hünlich's base (0.56 g, 2.0 mmol, 1.0 eq.) was dissolved in an aqueous solution of H2SO4 (6.5% v/v, 30 mL), and cooled down to -5°C. A NaNO2 solution (0.30 g, 4.4 mmol, 2.2 eq. in 5 mL of water) was dropped into the reaction flask and stirred for 35 min. The resulting yellowish diazonium solution was poured into a solution of 2,6-dimethylphenol (0.51 g, 4.2 mmol, 2.1 eq.) and Na2CO3 (2.0 g, 19 mmol) in 100 mL of cold water. Then, two more grams of Na2CO3 was added to the mixture and stirred for 8 hours. Afterwards, an orange precipitate was filtered off, washed with water and desiccated to obtain the product (0.88 g, 1.6 mmol, 81%). Chemical Formula: C33H34N6O2, Molecular Weight: 546.68, Rf: 0.33 (EtOAc/ n-Hexane = 40% v/v) silica gel. C-NMR (100 MHz, DMSO-d6) δ [ppm]: 156.7, 149.2, 146.5, 145.3, 131.9, 130.6, 129.2, 124.8, 123.3, 110.4, 66.2, 58.4, 16.7, 16.5. IR: (Neat) , 2946, 2914, 2843, 1592, 1480, 1417, 1298, 1182, 1111, 913,728 
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General Procedure for Synthesis of compounds 2-16:
Appropriate amounts of 1, KI and K2CO3 were mixed in 10 ml of acetone, then an alkyl or aryl halide was injected into the mixture and refluxed in darkness. The reaction was monitored by TLC until showed a single spot at the conclusion (Indicated in Scheme 2). Afterwards, 50 ml of water was added and the crude was extracted with EtOAc (3×30ml). The collected organic layers were combined and dried over MgSO4 and filtered off. After removing the solvent, the residue was chromatographed to obtain the orange sticky solids 2-16 (Scheme 2). 4, 150.6, 149.2, 133.9, 131.7, 130.3, 123.6, 101.8, 59.9, 58.5, 39.6, 16.6, 16.4 Starting with 1 (2.2 g, 4.0 mmol, 1.0 eq.), K2CO3 (1.4 g, 10 mmol), some extra acetone (20 ml) and 1-iodobutane (1.7 g, 9.0 mmol, 2.3 eq.) to obtain 3 (2.0 g, 3.0 mmol, 74%) Chemical Formula: C41H50N6O2, Molecular Weight: 658.89, Rf: 0.77 (EtOAc/ n-hexane = 40% v/v) silica gel. 158.7, 150.3, 149.0, 146.5, 133.6, 131.8, 130.7, 129.3, 123.6, 111.5, 72.3, 67.2, 59.0, 32.6, 19.4, 17.1, 16.6, 14.1. IR: (Neat) , 2826, 1584, 1472, 1379, 1307, 1205, 1112, 1083, 997, 918, 899, 758, 610 
Synthesis and
νmax [cm −1 ] = 2932
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Synthesis and Characterization of (±4) 3,9-bis((E)-(4-(hexyloxy)-3,5-dimethylphenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-methanodibenzo[b,f][1,5]diazocine
Starting with 1 (0.55 g, 1.0 mmol, 1.0 eq.), K2CO3 (0.69 g, 5.0 mmol), 1-bromohexane (0.50 g, 3.0 mmol, 1.5 eq.) and a catalytic amount of KI (0.01 g, 0.06 mmol) to obtain 4 (0.63 g, 0.88 mmol, 88%) Chemical Formula: C45H58N6O2, Molecular Weight: 715.00, Rf: 0.63 (EtOAc/ n-hexane = 30% v/v) silica gel. 8, 150.3, 148.9, 146.0, 133.8, 131.8, 130.4, 129.4, 123.6, 111.5, 72.6, 67.2, 58.9, 31.8, 30.5, 25.9, 22.7, 17.1, 16.6, 14 
Synthesis and Characterization of (±5) 3,9-bis((E)-(3,5-dimethyl-4-(octyloxy)phenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-methanodibenzo[b,f][1,5]diazocine
Starting with 1 (0.55 g, 1.0 mmol, 1.0 eq.), K2CO3 (0.69 g, 5.0 mmol), 1-bromoctane (0.45 g, 2.3 mmol, 1.2 eq.) and a catalytic amount of KI (0.01 g, 0.06 mmol) to obtain 5 (0.66 g, 0.86 mmol, 86%) Chemical Formula: C49H66N6O2, Molecular Weight: 771.11, Rf: 0.43 (EtOAc/ n-hexane = 20% v/v) silica gel. C-NMR (100 MHz, CDCl3) δ [ppm]: 158.7, 150.3, 149.0, 146.5, 133.6, 131.8, 130.7, 129.3, 123.6, 111.5, 72.7, 67.2, 59.0, 31.9, 30.5, 29.6, 29.4, 26.2, 22.7, 17.1, 16.7, 14 C-NMR (100 MHz, CDCl3) δ [ppm]: 158.8, 150.3, 149.0, 146.5, 133.6, 131.8, 130.7, 129.4, 123.6, 111.6, 72.7, 67.3, 59.0, 32.0, 30.6, 29.8, 29.7, 29.6, 29.4, 26.2, 22.8, 17.1, 16.6, 14 6, 150.1, 148.9, 146.3, 133.5, 131.6, 130.5, 129.3, 123.5, 111.4, 72.5, 67.1, 58.9, 31.9, 30.5, 29.7, 29.7, 29.6, 29.6, 29.6, 29.4, 26.2, 22.7, 17.0, 16.5, 14.1.IR: (Neat) 2851, 2359, 1589, 1479, 1304, 1208, 1112, 1085, 921, 897, 749, 719, 610 
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Synthesis and Characterization of (±8) 3,9-bis((E)-(3,5-dimethyl-4-(tetradecyloxy)phenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-methanodibenzo[b,f][1,5]diazocine
Starting with 1 (0.55 g, 1.0 mmol, 1.0 eq.), K2CO3 (0.69 g, 5.0 mmol), a catalytic amount of KI (0.01 g, 0.06 mmol) and 1-bromotetradecane (0.64 g, 2.3 mmol, 1.2 eq.) to obtain 8 (0.73 g, 0.78 mmol, 78%) Chemical Formula: C61H90N6O2, Molecular Weight: 939.43, Rf: 0.48 (EtOAc/ n-hexane = 20% v/v) silica gel. 
Synthesis and Characterization of (±9) 3,9-bis((E)-(4-(hexadecyloxy)-3,5-dimethylphenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-methanodibenzo[b,f][1,5]diazocine
Starting with 1 (0.55 g, 1.0 mmol, 1.0 eq.), K2CO3 (0.69 g, 5.0 mmol), a catalytic amount of KI (0.01 g, 0.06 mmol) and 1-bromohexadecane (0.64 g, 2.3 mmol, 1.2 eq.) to obtain 9 (0.83 g, 0.83 mmol, 83%) Chemical Formula: C65H98N6O2, Molecular Weight: 995.54, Rf: 0.48 (EtOAc/ n-hexane = 20% v/v) silica gel. 158.7, 150.3, 149.0, 146.5, 133.6, 131.8, 130.7, 129.4, 123.6, 111.5, 72.7, 67.2, 59.0, 32.0, 30.6, 29.8, 29.8, 29.7, 29.7, 29.5, 26.3, 22.8, 17.1, 16.7, 14.2. IR: (Neat) , 2851, 1588, 1466, 1375, 1304, 1207, 1083, 1046, 907, 773, 722, 688 C, 78.42; H, 9.92; N, 8.44. found: C, 78.56; H, 9.88; N, 8.36 . 
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10. Synthesis and Characterization of (±10)  3,9-bis((E)-(3,5-dimethyl-4-(octadecyloxy)phenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-meth C-NMR (100 MHz, CDCl3) δ [ppm] : 158.8, 150.3, 148.9, 145.8, 133.9, 131.8, 130.2, 129.4, 123.6, 111.5, 72.6, 67.2, 58.8, 32.0, 30.5, 29.8, 29.8, 29.7, 29.7, 29.6, 29.5, 26.2, 22.8, 17.1, 16.7, 14.2. IR: (Neat) 2850, 1589, 1467, 1376, 1305, 1208, 1084, 1044, 921, 901, 774, 720, 692 
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11. Synthesis and Characterization of (±11)  3,9-bis((E)-(4-(icosyloxy)-3,5-dimethylphenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-methanodibenzo[b,f][1,5] 
diazocine
Staring with 1 (0.55 g, 1.0 mmol, 1.0 eq.), K2CO3 (0.69 g, 5.0 mmol), a catalytic amount of KI (0.01 g, 0.06 mmol) and 1-bromoeicosane (0.83 g, 2.3 mmol, 1.2 eq.) to obtain 11 (0.80 g, 0.72 mmol, 72%) Chemical Formula: C73H114N6O2, Molecular Weight: 1107.76, Rf: 0.60 (EtOAc/ n-hexane = 20% v/v) silica gel. C-NMR (100 MHz, CDCl3) δ [ppm]: 158.7, 150.2, 149.0, 146.5, 133.6, 131.8, 130.7, 129.3, 123.6, 111.5, 72.6, 67.2, 59.0, 32.0, 30.5, 29.8, 29.7, 29.7, 29.5, 26.2, 22.8, 17.1, 16.6, 14.2. IR: (Neat) 2851, 1588, 1466, 1376, 1304, 1209, 1082, 1043, 920, 720, 697 C-NMR (100 MHz, CDCl3) δ [ppm]: 158.8, 150.3, 149.0, 146.5, 133.6, 131.8, 130.7, 129.4, 123.6, 111.5, 72.7, 67.3, 59.0, 32.0, 30.6, 29.8, 29.7, 29.7, 29.5, 26.3, 22.8, 17.1, 16.7, 14.2. IR: (Neat) 2850, 1586, 1469, 1379, 1304, 1207, 1083, 1042, 921, 909, 771 
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13. Synthesis and Characterization of (±13)  3,9-bis((E)-(4-(2-bromoethoxy)-3,5-dimethylphenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-meth C-NMR (100 MHz, CDCl3) δ [ppm]: 157.7, 150.4, 149.3, 134.8, 131.8, 129.5, 123.9, 123.8, 111.5, 71.8, 67.2, 58.6, 30.1, 17.2, 16.8. IR: (Neat) , 2916, 2849, 1732, 1588, 1477, 1395, 1375, 1278, 1201, 1111, 1084, 1000, 893, 745, 688 C-NMR (100 MHz, CDCl3) δ [ppm]: 158.0, 150.2, 149.2, 146.5, 133.6, 131.7, 130.8, 129.4, 123.6, 111.5, 69.3, 67.2, 59.0, 33.5, 30.2, 17.1, 16.6. IR: (Neat) , 2917, 2849, 1733, 1587, 1475, 1395, 1375, 1276, 1203, 1112, 1084, 1001, 893, 744, 679 
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15. Synthesis and Characterization of (±15)  3,9-bis((E)-(4-(4-bromobutoxy)-3,5-dimethylphenyl)diazenyl)-2,8-dimethyl-6H,12H-5,11-meth 146.5, 133.6, 131.7, 130.8, 129.4, 123.6, 111.5, 71.4, 67.2, 59.0, 33.6, 29.7, 29.2, 17.1, 16.6. IR: (Neat) 2919, 2848, 1743, 1586, 1479, 1395, 1376, 1278, 1203, 1109, 1084, 999, 894, 746, 678 C-NMR(100 MHz, DMSO-d6) δ [ppm]: 157.7, 157.7, 149.4, 148.9, 148.5, 148.3, 147.4, 147.3, 138.8, 137.2, 134.3, 133.7, 133.3, 131.9, 131.8, 128.4, 128.2, 128.1, 128.0, 127.5, 127.3, 127.2, 126.7, 126.2, 122.9, 102.4, 101.8, 73.6, 55.3, 54.9, 49.0, 16.4, 16.3, 16.1. IR: (Neat) 2916, 1608, 1497, 1451, 1368, 1306, 1291, 1200, 1110, 1016, 980, 887, 755, 690 . MS (Ethanol 50%, Isopropyl Alcohol 50%) (ESI positive) calc. for [C46H45N6O2] + : calc. 713.37, found 713.2. UV-Vis: (EtOAc) λ (lgε) = 345nm (4.605). Anal. calcd: C, 77.28; H, 6.49; N, 11.76. found: C, 77.37; H, 6.35; N, 11.91. 
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Compound 16, 157.7, 150.2, 149.5, 147.7, 146.5, 144.8, 133.8, 131.8, 131.0, 129.4, 127.8, 123.9, 123.8, 111.5, 72.6, 67.3, 59.0, 17.1, 16.7 . IR: (Neat) νmax (cm −1 ) = 2921, 2851, 1712, 1603, 1515, 1341, 1198, 1108, 1013, 853, 735, 697 
